Supplementary Methods.
NMR.
For the data collection on precorrin-7, precorrin-8 and HBA resonance assignments were completed using 13 
Precorrin-8 and HBA assignments
Evidence for tautomerism was visible in both precorrin-8 and HBA NMR data but this was less problematic and widespread as that observed for precorrin-7. Assignments for precorrin-8 and HBA were completed via the confirmation of contacts between neighbouring groups. Previously published assignments were used to support findings, but differences were seen, in particular for methylene groups (Supplementary Table 1 ).
NMR analysis of precorrin-8 and HBA fully supports a methylation at position C5 with HMBC contacts evident between the two methyl groups at positions C5 and C7. The C5 methylation position is also in agreement with assignments published previously 1 . All methyl and methine positions could be assigned with additional assistance of DQF-COSY, TOCSY and HMBC datasets. The methine at position C3 was not visible in the HSQC but was present in the DQF-COSY and contacts were also confirmed through HMBC data supporting line broadening being evident in the HSQC due to conformational exchange. All methylenes could be assigned but not unambiguously. Crystallography, CobE.
The gene encoding the Pseudomonas aeruginosa CobE was cloned and overexpressed, and the protein purified and crystallized as described earlier 3 . To express Se-Met labelled protein, the cobE::pET14b vector was transformed to the methionine auxotroph E. coli B834 (DE3) host strain.
The same purification protocol was used for both native and Se-Met-modified proteins.
The sonicated cells were centrifuged at 14000 x g to remove cell debris and the CobE containing supernatant (further clarified using 0.45 µl filters) was applied to a nickel resin HiTrap Chelating HP 5 ml column (Pharmacia) for purification. The column was washed with buffer containing 20 mM TRIS-HCl, pH 8.5, containing 0.2 M NaCl and 1 mM β-mercaptoethanol. The protein was eluted from the column with a 10-500 mM imidazole gradient. The N-terminal His 6 -tag was cleaved by digestion with thrombin overnight at room temperature and removed using a HiTrap Chelating HP 5 ml column. The fractions containing CobE were loaded onto a Superdex 75 gel filtration column which had been previously equilibrated with 20 mM TRIS-HCl buffer pH 8.5, containing 0.2 M NaCl and 10 mM ditho-1,4-threitol (DTT). The protein eluted as a single peak and the relevant fractions were pooled and concentrated to 12 mg ml -1 .
Sitting-drop vapour diffusion was used to screen the crystallization conditions with pure CobE concentrated to 12 mg ml -1 . Initial screening was conducted using Crystal Screen K d = 0.077 ± 0.015 µM. The titration of CobE into HBA was performed at a constant concentration of 0.2 µM in 20 mM Hepes pH7.5 and 100 mM NaCl. The quenching of HBA fluorescence was monitored using a FluoStar optima (BMG Labtech) plate reader (excitation at 520 nm, emission at 600-620 nm).
Supplementary Figure 8. Sequence alignment of CobL and orthologues from the anaerobic pathway.
Amino-acid sequence alignment of the R. capsulatus CobL with the anaerobic pathway orthologues CbiE and CbiT from Salmonella enterica . The sequence of the dissected cobL gene products, CobL N and CobL C , are also shown for completeness. CobL N is the N-terminal part of CobL corresponding to CbiE, whereas CobL C is the C-terminal part of CobL corresponding to CbiT. The two independent point mutations, G257R and E276A, inactivate the C-terminal region of the protein by disrupting the S-adenosylmethionine binding site and therefore are active CbiE only-like proteins. The secondary structure elements are represented above the multiple alignment. 
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